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Abstract

The spinel Co3O4 has emerged as a promising alternative to noble-metal-based electrocatalysts for
electrochemical water electrolysis in alkaline medium. However, pure Co3O4, despite having high activity in

anodic water oxidation, remains inactive toward the hydrogen evolution reaction (HER). Here, a Ni-doped
Co3O4(Co3–xNixO4) prepared by a simple method exhibits favorable HER activity and stability (>300 h, whether in
1 M KOH or the realistic 30 wt % KOH solution) after in situ electrochemical activation, outperforming almost all
of the oxide-based electrocatalysts. More importantly, using the combination of in situ Raman spectroscopy and
multiple high-resolution electron microscopy techniques, it is identified that the surface of Co3–xNixO4 crystals is
reduced into intertwined CoyNi1–yO nanoparticles with highly exposed {110} reactive planes. Density functional
theory calculations further prove that the Ni-doped CoO component in CoyNi1–yO plays a major role during the
alkaline HER, because the introduction of Ni atoms into Co–O octahedra can optimize the electrical conductivity
and tailor the adsorption/desorption free energies of Had and OHad intermediates.
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Introduction
Electrochemical water electrolysis to produce hydrogen (H2) represents one of the best solutions to address the
increasing energy crisis and greenhouse effect caused by fossil fuels. (1) To increase the reaction rate and reduce
the overpotential of the hydrogen evolution reaction (HER), an electrocatalyst that meets both the technical and
economical requirements is required. (2) Among the various catalytic systems that have been reported to date,
Pt-based materials are state of the art electrocatalysts for electrocatalytic HER. (3,4) However, the large-scale
application of Pt-based catalysts is severely hindered by low element abundance and high cost of Pt. (5,6)
In response to this challenge, great efforts have been devoted to developing catalysts based on earth-abundant
metals. (7−14) Among the various catalysts that have been employed, the spinel Co3O4 has attracted increasing
interest as a water electrolysis catalyst because of its low price, nontoxicity, variable chemical states, and good
resistance to alkaline corrosion. (15,16) However, it has been found that pure Co3O4, although it displays high
activity in anodic water oxidation, (17,18) is inactive toward the HER, which can be attributed to the poor
electrical conductivity, inappropriate hydrogen adsorption ability, and limited catalytically active sites. To
address these problems, strategies such as doping, oxygen-vacancy engineering, morphology engineering, and
heterostructure engineering have been used to optimize the activity of Co3O4 for the HER. (17−22) While these
efforts have made some progress in improving the catalytic activity, there are still many challenges in employing
Co3O4-based electrocatalysts for practical H2 production, among which the poor long-term operational stability
is often ignored and needs to be improved. Most of the recently developed HER electrocatalysts can only remain
stable for several tens of hours at small current densities, and very few can last for several hundreds of hours.
The deactivation can be caused by various adverse microstructural evolutions and the shedding of active species
from the current collector during the HER, especially at large current densities. (23,24) In addition, endeavors
toward uncovering the catalytically active species responsible for the HER activity have been limited. This is
because these prior studies assumed that the original structure of Co3O4 is the catalytically active species for the
HER, while most catalysts indeed undergo a structural self-reconstruction or phase transition process in the
reductive environment. (25,26) For instance, a Ni-thiolate coordination polymer could be reduced in situ into Ni
metal during the HER in alkaline solution, which acted as the real active site for hydrogen
generation. (27) Similarly, during electrochemical HER testing, core@shell iron@iron oxysulfide nanoparticles as
the catalytically active phase are generated in situ on FeS nanosheets. (28) Therefore, developing highly active
and ultrastable Co3O4-based electrocatalysts and unraveling the actual active species during the HER still remain
a significant challenge.
In this work, we report a Ni-doped spinel Co3O4 (denoted Co3–xNixO4) crystal deposited on Ni foam (NF) as a
highly efficient and robust HER electrocatalyst with an overpotential of 57 mV at −10 mA cm–2 and >300 h

durability under alkaline conditions, which surpass almost all of the reported oxide-based electrocatalysts.
Employing the techniques of high-resolution electron microscopy and in situ Raman spectroscopy, we show that
the surface of Co3–xNixO4 crystals is entirely reduced into intertwined CoyNi1–yO nanoparticles exposing reactive
{110} facets after an electrochemical activation. Density functional theory (DFT) calculations further
demonstrate that the Ni-doped CoO component in CoyNi1–yO can acquire good electrical conductivity and
appropriate adsorption/desorption free energies of Had and OHad intermediates, thus serving as the key active
species for the alkaline HER. This work not only demonstrates the capability to significantly improve the HER
performance of spinel Co3O4 but also provides direct evidence of the catalytically active sites for the HER
process.

Results and Discussion
The Co3–xNixO4 crystals were fabricated on NF by a facile one-step hydrothermal method, where NF is used as
both the Ni source and substrate (Figure 1a). A plausible formation mechanism of the Co3−xNixO4 crystals is
proposed as shown in the Supporting Information. From the X-ray diffraction (XRD) pattern of the obtained
sample, seven well-defined diffraction peaks are observed at 19.5, 31.6, 37.2, 38.7, 55.8, 59.6 and 65.2°, except
for three typical peaks of the Ni substrate, which can be well indexed to the (111), (220), (311), (222), (422),
(511), and (440) planes of the spinel Co3O4 (JCPDS 42-1467), respectively (Figure 1b). A scanning electron
microscopy (SEM) image shows that the NF skeleton is fully covered by the polyhedral crystals, forming a threedimensional hierarchical porous structure (Figure 1c). Time-dependent experiments were further carried out to
understand the morphology evolution of the Co3–xNixO4 polyhedron, as illustrated in Figure S1. A transmission
electron microscopy (TEM) image of Co3–xNixO4 crystals shows polyhedral particles with a diameter of several
micrometers and smooth surface (Figure S2a). The lattice fringes with spacings of 2.43 and 2.03 Å correspond to
the (311) and (400) crystallographic planes of Co3O4, respectively (Figure S2b). An energy dispersive X-ray
spectroscopy (EDS) analysis reveals that the Ni:Co:O ratio of the product is 10.01:39.62:50.37 (Figure S2c).
Moreover, the corresponding EDS elemental mapping images indicate the homogeneous distribution of Ni, Co,
and O elements in the polyhedral particles (Figure 1d–g).

Figure 1. (a) Schematic illustration for the synthesis and in situ activation of Co3–xNixO4/NF. (b) XRD patterns of
Co3–xNixO4/NF and EA-Co3–xNixO4/NF. (c) SEM image of Co3–xNixO4/NF. (d–g) EDS elemental mapping images of

Co3–xNixO4 particles detached from NF. (h) TEM image of an EA-Co3–xNixO4 particle. (i) HRTEM and (j) atomic-scale
STEM images of EA-Co3–xNixO4. The inset in (i) shows the corresponding SAED pattern, and the inset in (j) shows
the FFT pattern corresponding to the red dotted area.
The obtained Co3–xNixO4 crystal is activated in situ by a chronoamperometry method in 1 M KOH at room
temperature (denoted EA-Co3–xNixO4), during which the current density gradually increases from −23 to −51 mA
cm–2 and remains stable after 20 h (Figure S3). The XRD patterns in Figure 1b reveal that, in comparison to those
of pristine Co3–xNixO4, the diffraction peaks of Co3–xNixO4 in EA-Co3–xNixO4 are weakening due to a decrease in
crystallinity or partial damage of the crystal structure. (29) SEM images show that EA-Co3–xNixO4 inherits the
original polyhedral morphology, and no apparent fracture or shedding is found on the NF surface (Figure S4),
implying the good adhesion between EA-Co3–xNixO4 and the NF substrate. However, a TEM image of EA-Co3–
xNixO4 shows the loose surface structure (Figure 1h), which consists of numerous irregular-shaped particles with
a grain size of ∼10–20 nm (Figure 1i). The corresponding selected area electron diffraction (SAED, inset
in Figure 1i) further demonstrates that the surface structure of EA-Co3–xNixO4 has a polycrystalline nature.
Interestingly, the bright rings from the inside to the outside can be indexed to the {111}, {200}, and {220} planes
of the cubic NiO and/or CoO, indicating the surface structure of Co3–xNixO4 underwent a transformation from a
spinel (Co3O4) to rock salt (CoO). The atomic-scale scanning transmission electron microscopy (STEM) image of
the edge of the EA-Co3–xNixO4 polyhedron displays interplanar distances of 2.42 and 2.10 Å with a characteristic
angle of ∼55°, which can be assigned to the (1–11) and (002) planes of cubic NiO (JCPDS 65-2901) or CoO (JCPDS
65-2902), respectively (Figure 1j). The corresponding fast Fourier transform (FFT) pattern (inset in Figure 1j)
further reveals the existence of (1–11) and (002) lattice planes. The results indicate that the normal direction to
the dominantly exposed crystal planes is the [110] axis, and the geometry of NiO and/or CoO crystallites is likely
hexagonal with dominant {110} facets. Previous studies have shown that NiO nanocrystals which expose a high
proportion of {110} facets with high surface energy can achieve more efficient water-splitting catalytic
performance. (30,31)
In order to further investigate the microstructure and compositional distribution of the nanocrystals on EA-Co3–
xNixO4 surface, we performed high-resolution chemical imaging via STEM-electron energy loss spectroscopy
(EELS) mapping (Figure 2a). The results depict that the distribution of O is high even through the analyzed area,
whereas the Ni and Co elements show a clear contrast difference in different areas. Nevertheless, from the EELS
spectra collected at the nine spots (Figure 2b), it can be observed that a Co (or Ni) signal can be detected even in
the area where Ni (or Co) is concentrated. In summary, microscopic-level STEM-EELS mapping combined with
atomic-scale STEM analysis unambiguously demonstrates that the surface of the EA-Co3–xNixO4 polyhedron is
composed of {110}-exposed Ni-doped CoO and Co-doped NiO (denoted CoyNi1–yO), which are symbiotic and are
intertwined together. Then, the surface valence and microstructure information on EA-Co3–xNixO4 were
investigated by X-ray photoelectron spectroscopy (XPS). As shown in Figure 2c, the Co 2p spectrum of Co3–
3+
xNixO4 exhibits two spin–orbit peaks (Co 2p1/2 and Co 2p3/2), and the Co 2p3/2 peak can be fitted to Co (779.3 eV)
2+
and Co (780.6 eV) peaks together with a satellite peak (784.5 eV). (32) The Co 2p3/2 binding energy of EA-Co3–
xNixO4 shows a positive shift by 0.7 eV in comparison with that in Co3–xNixO4, implying a low electron density.
Additionally, it can be clearly observed that the Co3+:Co2+ atomic ratio on the surface of EA-Co3–xNixO4 is higher
than that of Co3–xNixO4. For the Ni 2p spectra, Ni2+ signals at 853.6 and 871.7 eV, Ni3+ signals at 855.5 and 873.5
eV, and the shakeup satellite peaks at 879.2 and 860.9 eV are clearly observed in both samples
(Figure 2d). (33) Note that the Ni3+:Ni2+ ratio calculated from the fitted Ni 2p XPS spectra increases from 1.65 to
2.62 after the electrochemical activation. As proven for many analogues, (34,30) when the particle size of Co1–
2+
2+
3+
3+
yNiyO is decreased to the nanoscale, surface Ni /Co atoms are easily oxidized to Ni /Co due to the high
surface energy and rich atomic-scale defects. The O 1s spectrum of Co3–xNixO4 is clearly deconvoluted into three
peaks at around 529.2, 530.8, and 532.6 eV, which can be assigned to the metal–O (O1), −OH groups (O2), and

adsorbed water molecules (O3), respectively (Figure 2e). (35) In comparison to that of Co3–xNixO4, the O2 peak of
EA-Co3–xNixO4/NF is shifted to higher energy by ∼0.4 eV, and the percentage of O2 content increases from 35.0%
to 66.8%, which implies abundant low-coordinated oxygen ions on the surface of EA-Co3–xNixO4. (36,37)

Figure 2. (a) HAADF-STEM image of EA-Co3–xNixO4 and the corresponding EELS elemental maps. (b) EELS spectra
of the corresponding regions in (a). High-resolution XPS spectra of (c) Co 2p, (d) Ni 2p, and (e) O 1s. (f) Operando
Raman spectra of Co3–xNixO4/NF at various potentials.
In order to further explore the underlying phase evolution of Co3–xNixO4, potential-dependent operando Raman
spectroscopy was employed to monitor the surface structure evolution during the reduction process (Figure 2f).
The Raman spectrum of pristine Co3–xNixO4 shows the characteristic peaks of F2g, Eg, F2g, and A1g modes at 182,
460, 503, and 655 cm–1, respectively. (38,39) As the Co3–xNixO4/NF electrode is immersed into KOH electrolyte (0
V vs RHE), the changes in Raman shift, peak intensity and width are due to the differences between in
situ and ex situ Raman test conditions. (26,38) With an increase in the potential (−0.1 to −0.35 V, vs RHE), the
peak intensities at 193, 481, 521, and 687 cm–1 gradually decreased, which can be attributed to the gradual
decomposition of Co3–xNixO4 under a reduction process. When the potential is increased to −0.45 V (vs RHE),
these Raman-active modes attributed to the spinel structure disappear, whereas a new peak assigned to the
rock salt structure (CoyNi1–yO) at 532 cm–1 arises and remains with a further increase in potential. (38,40) These
findings reconfirm that the Co3–xNixO4 on the surface of the polyhedron is transformed in situ into CoyNi1–yO
during the electrochemical reduction, which acts as the real HER active species. Additionally, the microstructure
of Co3–xNixO4 crystals at different stages of chronoamperometry activation (at −0.18 V vs RHE) demonstrates the
dynamic reconstruction process (Figure S5).
The electrocatalytic HER performance of the as-prepared electrodes was evaluated in 1 M KOH solution. As
revealed in the linear scan voltammetry (LSV) polarization curves (Figure 3a), EA-Co3–xNixO4/NF displays an
overpotential of 57 mV at −10 mA cm–2, which is substantially better than those of NF (259 mV) and Co3–
xNixO4/NF (114 mV) and is even close to that of the state of the art Pt/C catalyst (24 mV). Notably, although
numerous electrocatalysts, especially those obtained by electrochemical reduction, are stable and highly active
under working conditions, dramatic deactivation will occur when they experience oxidation in air or power
outages. (27,41) However, for EA-Co3–xNixO4/NF, after exposure to air for 48 h, the decay of HER activity is
negligible (Figure S6), indicating the excellent chemical stability of CoyNi1–yO on the surface of EA-Co3–xNixO4. EACo3–xNixO4/NF displays a Tafel slope of 76.9 mV dec–1, much smaller than that of Co3–xNixO4/NF (131.6 mV dec–1),
suggesting fast HER kinetics for EA-Co3–xNixO4/NF (Figure 3b). Electrochemical impedance spectroscopy (EIS) of
EA-Co3–xNixO4/NF shows a smaller charge transfer resistance (Rct) of 1.5 Ω in comparison to that of Co3–xNixO4/NF
(3.4 Ω), proving the enhanced charge transfer kinetics in the HER for EA-Co3–xNixO4/NF (Figure 3c). By virtue of
the cyclic voltammetry (CV) curves at different scan rates (Figure S7), the double-layer capacitance (Cdl) of EACo3–xNixO4/NF is calculated to be 51.1 mF cm–2, ∼5 times greater than that of Co3–xNixO4/NF, implying a high

exposure of the active sites (Figure 3d). The durability of EA-Co3–xNixO4/NF probed by chronopotentiometry (CP)
and chronoamperometry (CA) measurements is shown in Figure 3e. At a constant current density of −20 mA cm–
2
, the overpotential shows a slight increase (∼12 mV) over a period of 300 h, and the current density of the HER
at −0.12 V (vs RHE) loses only ∼6.2% relative to the initial value after the 300 h test. After such long-term
electrocatalysis, the SEM image displays an unchanged morphology where numerous polyhedral crystals are still
covered on the NF support without apparent exfoliation, indicating a tight combination between EA-Co3–
xNixO4 and the NF substrate (Figure 4a). Moreover, a TEM image reveals the loose surface of EA-Co3–xNixO4 that is
still composed of abundant nanoparticles, and the interplanar spacings of 0.21 and 0.24 nm can be well assigned
to the (200) and (111) planes of cubic NiO (JCPDS 65-2901) or CoO (JCPDS 65-2902), respectively, suggesting a
retained microstructure after the durability test (Figure 4b,c). Furthermore, there is no obvious change in the
high-resolution Co 2p and Ni 2p spectra of EA-Co3–xNixO4/NF after the 300 h CA test, which still consist of
Co2+/Co3+ and Ni2+/Ni3+ where the high-valence metal ions (Co3+/Ni3+) are attributed to the surface oxidation of
the catalyst exposed to the air (Figure 4d–f). (42,43)

Figure 3. (a) iR-corrected LSV curves and (b) Tafel plots of Co3–xNixO4/NF, EA-Co3–xNixO4/NF, 20% Pt/C, and NF. (c)
EIS of Co3–xNixO4/NF and EA-Co3–xNixO4/NF. Inset: equivalent circuit. (d) Cdl curves of Co3–xNixO4/NF and EA-Co3–
–2
xNixO4/NF. (e) CP test at a constant current density of −20 mA cm and CA test at a fixed potential of −0.12 V (vs
RHE) for EA-Co3–xNixO4/NF in 1 M KOH solution. (f) CP test in 30 wt % KOH solution at a constant current density
of −200 mA cm–2 (without iR correction). (g) Overpotential at −10 mA cm–2 of EA-Co3–xNixO4/NF, in comparison
with the values of representative oxide-based electrocatalysts. (h) Comparison of the HER stability of EA-Co3–
xNxO4/NF with other non-noble-metal-based electrocatalysts in 1 M KOH.

Figure 4. (a) SEM, (b) TEM, and (c) HRTEM images of EA-Co3–xNixO4/NF after a 300 h CA test. High-resolution XPS
spectra of (d) Co 2p, (e) Ni 2p, and (f) O 1s for EA-Co3–xNixO4/NF after a 300 h CA test.
Since the industrial alkaline water electrolysis is often carried out in 30 wt % KOH solution, (44) we thus
evaluated the HER performance of EA-Co3–xNixO4/NF in a realistic 30 wt % KOH solution. As shown in Figure 3f, at
a large current density of −200 mA cm–2, EA-Co3–xNixO4/NF can retain its electrocatalytic activity unchanged for
more than 350 h. This result not only reconfirms the extraordinary structural and catalytic stability of the
material for the HER but also demonstrates that the catalytic activity of EA-Co3–xNixO4/NF meets the requirement
in practical water-splitting technology. Additionally, it is worth noting that the activity and stability of EA-Co3–
xNixO4/NF are higher than those of most of the reported oxide-based and other non-noble-metal-based HER
electrocatalysts in alkaline media (Figure 3g,h and Tables S1–S3). Inspired by the excellent HER performance, a
full electrolyzer is assembled using EA-Co3–xNixO4/NF as cathode and NiFe hydroxide/NF as anode. The asprepared NiFe hydroxide/NF with a uniform nanosheet morphology requires an overpotential of 210 mV at 10
mA cm–2 for anodic water oxidation (Figure S8). The optical photograph and a video taken during the operation
suggest that the electrolyzer can operate stably with rapid gas evolution (inset in Figure S9b and Movie S1). A
cell voltage of only 1.52 V is needed to reach a current density of 10 mA cm–2 (Figure S9a), which outperforms
most of the recently reported electrolyzers (Table S4). Additionally, the cell voltage shows a slight increment for
the 128 h CP test at a constant current density of 20 mA cm–2 (Figure S9b), further suggesting the potential
application of this noble-metal-free EA-Co3–xNixO4/NF electrode in a practical water-splitting system.
DFT calculations have been further carried out to investigate the effects of surface structure (NiyCo1–yO) on the
catalytic properties of EA-Co3–xNixO4 at an atomic level (Figures S10–S13). On the basis of the Tafel slope of EACo3–xNixO4/NF, the HER pathway should follow the Volmer–Heyrovsky process: i.e. H2O + e– → Had + OHad and
OHad + e– → OH– (Volmer step) and H2O + e– + Had → H2 + OH– (Heyrovsky step). (45,46) The Volmer reaction is
critical, but there has been very little research on the kinetics of OHad + e– → OH–. (46) As depicted in Figure 5a,
DFT calculations indicate that the dissociated Had and OHad occupy the top sites (O site) and bridge sites (Ni–Ni,
Co–Co, or Ni–Co site), respectively. According to the free energy diagram (Figure 5b and Tables S5 and S6), the
Gibbs free energy change for the reaction H2O + e– → Had + OHad is −1.404 eV (NiO), −3.098 eV (CoO), −1.041 eV
(Ni-doped CoO) and −1.557 eV (Co-doped NiO), respectively. Hence, from a thermodynamic aspect, these
models are beneficial for the water dissociation into Had and OHad, in line with previous
literature. (47) Additionally, the Gibbs free energy change between (H–OH)* and H* calculated from the free
energy diagram is 1.290 eV (NiO), 3.055 eV (CoO), 0.870 eV (Ni-doped CoO), and 0.802 eV (Co-doped NiO),
respectively. Obviously, Ni-doped CoO and Co-doped NiO are more likely to overcome the energy barrier and
smoothly complete the desorption of OHad, thus promoting the kinetics of OHad + e– → OH–. In contrast, it is easy
to cause the inefficient release of OHad and poison the active sites due to the high desorption energy barrier of

OHad on the surface of NiO and CoO. Moreover, the calculated OH– adsorption energies for NiO (−1.674 eV), CoO
(−3.388 eV), Ni-doped CoO (−1.256 eV), and Co-doped NiO (−1.133 eV) also indicate that introducing Ni (or Co)
atoms in the basal plane of CoO (or NiO) could facilitate the desorption of OHad (Figure S14). Beyond that, the
free energy of hydrogen adsorption (GH*) is another crucial descriptor to evaluate the alkaline HER activity. The
optimum value of GH* is 0 eV, which means that hydrogen is bound to catalysts appropriately. (47) As shown
in Figure 5b, GH* values for the surfaces of CoO, NiO, and Ni-doped CoO are less negative and closer to the
optimal value, suggesting that the combination of Had to form H2 is easy. This result can be also demonstrated
from an adsorption energy diagram (Figure S14). According to Sabatier’s principle, the optimal catalyst should
bind the reactants “just right”: i.e., neither too strong nor too weak. Therefore, on consideration of the
adsorption/desorption equilibrium of Had and OHad involved in the alkaline HER, Ni-doped CoO is the most
favorable among the four models.

Figure 5. (a) Atomic configurations involved in the HER and (b) the corresponding free energy diagram for the
HER on the surfaces of CoO (110), NiO (110), Ni-doped CoO (110), and Co-doped NiO (110). (c) PDOS of CoO
(110) and Ni-doped CoO (110). (d) PDOS of NiO (110) and Co-doped NiO (110). (e) The DOS of each atom in CoO
and Ni-doped CoO. (f) The DOS of each atom in NiO and Co-doped NiO. The charge density difference of (g) Nidoped CoO and (h) Co-doped NiO. Yellow and cyan represent electron accumulation and electron depletion,
respectively.
The density of state (DOS) is utilized to gain more insight into the difference in electronic structures among the
four models. For the bulk phase of CoO and NiO, two equivalent energy states (spin-up and spin-down) can be
found, implying their antiferromagnetism (Figure S15). The projected DOS (PDOS) results reveal that the d-band
centers (εd) of surface metal sites in NiO, CoO, Co-doped NiO, and Ni-doped CoO are −4.098, −2.983, −4.190, and
−3.167 eV, respectively, which clearly illustrates the εd value of Ni (or Co) in Co-doped NiO (or Ni-doped CoO)
shifts to low energy relative to NiO (or CoO) (Figure 5c,d). The results also suggest that the antibonding energy
states are lowered and the interaction between adsorbate and surface is weakened, (48) which is responsible
for the decreasing binding strength of OHad on the surface of Ni-doped CoO and Co-doped NiO. Moreover, in
order to further analyze the DOS distribution, we calculated the DOS of each atom in the four models
(Figure 5e,f). When they are taken together, because the d orbitals of each Ni (or Co) atom remain consistent in
the NiO (or CoO) model, the DOSs of these Ni (or Co) atoms are coincident. However, after Co (or Ni) doping, the
DOSs of each atom become inconsistent, indicating the rearrangement of electrons. The band gap of Co-doped
NiO (or Ni-doped CoO) is narrower than that of NiO (or CoO), implying an improved electrical conductivity.

Moreover, it is worth noting that the DOS distribution of all the doped Ni atoms is consistent in Ni-doped CoO
(Figure 5e). In contrast, the DOS distribution of all the doped Co atoms is inconsistent (Figure 5f), which leads to
the strong orbital hybridization among Co, Ni, and O atoms. The stronger orbital hybridization will rearrange the
electrons of O atoms. Furthermore, the difference charge density can directly reflect the change in charge
density in the substrate material (NiO or CoO) after Co or Ni doping. As shown in Figure 5h, the enriched charge
density around O atoms can be observed, which means an increased transition probability of wave function
between O atoms and Had, thus suggesting an enhanced hydrogen adsorption ability. Meanwhile, the decreased
charge density around the Co atoms in Co-doped NiO indicates the reduced adsorption ability toward OHad.
Similarly, after doping Ni atoms in CoO, the charge depletion around the Ni atoms proves that Ni-doped CoO is
also beneficial to the desorption of OHad, whereas the charge density of O atoms is relatively balanced,
demonstrating that Ni doping has little effect on the hydrogen adsorption ability of CoO (Figure 5g). Overall, the
calculation results exhibit that tailoring CoO with Ni not only optimizes the electrical conductivity but also
promotes the desorption of OHad while ensuring a proper hydrogen adsorption energy, thus effectively
accelerating the kinetics of OHad + e– → OH– and the overall kinetics of the alkaline HER. Therefore, we can
conclude that Ni-doped CoO on the surface of EA-Co3–xNixO4 plays a major role during the alkaline HER.

Conclusions
In summary, highly efficient EA-Co3–xNixO4 electrocatalysts have been synthesized by in situ electrochemical
activation of Co3–xNixO4. The obtained EA-Co3–xNixO4 exhibited favorable HER activity in alkaline medium with an
overpotential of 57 mV at −10 mA cm–2 and remarkable stability (>300 h), which is superior to most of the
reported electrocatalysts. In contrast to previous reports, the HER activity of EA-Co3–xNixO4 shows negligible
deterioration when it is exposed to air for 48 h. Systematic characterization demonstrated that the surface of
EA-Co3–xNixO4 is covered by intertwined CoyNi1–yO nanoparticles (mixture of Ni-doped CoO and Co-doped NiO) as
the catalytically active phase. The highly exposed {110} reactive facets in ultrafine CoyNi1–yO can provide
numerous active sites for the HER. DFT calculations further revealed that the Ni-doped CoO on the surface of EACo3–xNixO4 can well tailor the electrical conductivity and the adsorption/desorption free energies of Had and
OHad intermediates, thereby improving the kinetics of the alkaline HER. These findings not only unraveled the
key active species for spinel Co3O4-based HER catalysts under alkaline conditions but also provided key insight
into the rational design of high-efficiency HER electrocatalysts.
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